General experimental details
Analytical thin-layer chromatography was performed with Merck Silica gel 60. Flash silica gel column chromatography was performed with Acros silica gel 40-60. 1 H NMR spectra were recorded on a Bruker Avance II at 400 MHz. Chemical shifts are reported relative to Me4Si (δ 0.00). Multiplicity is indicated by one or more of the following: s (singlet); d (doublet); t (triplet); q (quartet); m (multiplet); br (broad). 13 C NMR spectra were recorded on a Bruker Avance II at 100 MHz. Chemical shift are reported relative to CDCl3 (δ 77.0). High resolution mass spectra (HRMS) were recorded on a Waters XEVO-G2 QTOF with electrospray ionization (ESI). Compounds 1a 1 , 1b 2 , 1d 3 , 1e 3 , 1f 4 , 1i 5 , 1m 6 , 1o 7 , 2a 8 , 2b 9 , 2c 10 , 2d 8 , 2e 8 , 2f 8 , 2i 11 , 2q 12 have been described previously.
Typical procedure for the α-oxidation of compound 1
Pyrrolidine (123 µL, 1.5 mmol) was added to a solution of α-keto-amine 1 (0.3 mmol) and TEMPO (4.7 mg, 0.03 mmol) in MeCN (1 mL) under O 2 (balloon pressure) atmosphere. The reaction mixture was then stirred at room temperature for 20h and the product was monitored by TLC. The reaction mixture was then concentrated and purified by column chromatography (n-heptane/EtOAc) to afford the corresponding product. 
2-(Benzyl(phenyl)amino)-1-phenylethan-1-one (1c)
To a solution of aniline (0.9 mL, 10.0 mmol) in MeOH (20 ml) was added benzaldehyde (1 mL, 10.0 mmol) and the resultant mixture was stirred at room temperature. After 2h NaBH 4 (378 mg, 10 mmol) was added in small portions to the reaction mixture until the imine was fully consumed, as judged from TLC. The mixture was concentrated in vacuo. The residue was then dissolved in EtOAc (30 mL) and extracted with brine (30 mL). The organic layer was dried (Na 2 SO 4 ), filtered and concentrated in vacuo. The residue was taken on directly to the next step. The crude N-benzyl aniline and 2-bromoacetophenone (2 g, 10 mmol) were combined in MeCN (20 mL) and stirred at room temperature for 72 h. Solid aniline-HBr was filtered off and the filtrate was concentrated under vacuum. The residue was dissolved in EtOAc (30 mL) and extracted sequentially with H 2 O (30 mL), and brine (30 mL). The organic layer was dried (Na 2 
2-(Methyl(phenyl)amino)-1-(4-nitrophenyl)ethan-1-one (1g)
N-Methylaniline (550 µL, 5 mmol) and 2-bromo-4'-nitroacetophenone (1 g, 4.1 mmol) were combined in MeCN (10 mL) and stirred at room temperature for 24 h. Solid aniline-HBr was filtered off and the filtrate was concentrated under vacuum. The residue was dissolved in EtOAc (20 mL) and extracted sequentially with H 2 O (30 mL), and brine (30 mL). The organic layer was dried (Na 2 SO 4 ), filtered and concentrated in vacuo. The residue was purified by column chromatography on silica. Elution with n-heptane/EtOAc (15:1→10:1→5:1) gave 0.60 g (2.2 mmol, 54 %) of 1g as a red solid; 
1-(4-Bromophenyl)-2-(methyl(phenyl)amino)ethan-1-one (1h)
Compound 1h was prepared by the same procedure as described for 1g, using N-methylaniline (433 µL, 4.0 mmol) and 2,4'-dibromoacetophenone (1g, 3.6 mmol 
1-(4-Methoxyphenyl)-2-(methyl(phenyl)amino)ethan-1-one (1j)
Compound 1j was prepared by the same procedure as described for 1g using N-methylaniline (550 µL, 5.4 mmol) and 1-bromo-4-phenylbut-3-en-2-one 13 (1 g, 4.5 mmol). Elution with n-heptane/EtOAc (30:1→20:1→15:1) gave 0.72 g (2.9 mmol, 64 %) of 1j as brown oil; 
2-((4-Methoxyphenyl)(methyl)amino)-1-phenylethan-1-one (1k)
Compound 1k was prepared by the same procedure as described for 1g using 4-methoxy-N-methylaniline (1 g, 7.3 mmol) and 2-bromoacetophenone (1. 
2-((4-Bromophenyl)(methyl)amino)-1-phenylethan-1-one (1l)
Compound 1l was prepared by the same procedure as described for 1g using N-methy-4-bromoaniline (1 g, 5.4 mmol) and 2-bromoacetophenone (1.2 g, 6 mmol). Elution with n-heptane/EtOAc (25:1→20:1→15:1) gave 1.0 g (3.3 mmol, 61 %) of 1l as yellowish solid; (4-nitrophenyl)amino)-1-phenylethan-1-one (1n) N-methy-4-nitroaniline (1 g, 6.6 mmol) and 2-bromoacetophenone (1.6 g, 7.9 mmol) were combined in DMF (10 mL) and stirred at 100℃ for 48h. The reaction mixture was then poured into EtOAc (50 mL) and extracted sequentially with H 2 O (50 mL), and brine (50 mL). The organic layer was dried (Na 2 SO 4 ), filtered and concentrated in vacuo. -2-(pyrrolidin-1-yl) -2-(4-nitrophenyl)-2-oxo-N-phenylacetamide (2g 
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